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yields. In parallel to this study, an improved method for the synthesis 
of 2- (methylsulf inyl ) quinoxaline starting from 2- (thio) quinoxaline is also 
described and in the quinazoline series a synthetic route has been 
developed to prepare 2-tert-butyl-5- (phenylsulf inyl ) quinazoline with 
satisfactory yield as well as 2-tert-butyl-5- (tert-butylsulf inyl) -4 (3H) - 
quinazolinone and 2-tert-butyl-8- (tert-butylsulf inyl ) -4 (3H) -quinazolinone . 
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ASSIGNMENT HISTORY FOR US PATENT AVAILABLE IN LSUS DISPLAY FORMAT 
AB The aim of present invention is a method of preparation of polycarboxylic 

composition, by electrochem. oxidation of monosaccharide carried out in 
absence of 

sodium hypochlorite and in presence of an oxide of amine and using an 
anode based on carbonaceous material. The aforementioned anode is 
selected in the group including carbon felts and the activated granulated 
carbon. The electrochem. oxidation can advantageously be led to pH ranging 
between 10 and 14. 
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AB Three acidic derivs. of permethylated p-cyclodextrin, 

2I-0-carboxymethyl-2II-VII, 3I-VII, 61-VII-eicosa-O-methyl- 
cyclomaltoheptaose, 6 1-O-carboxymethyl-21-VII , 3 1 -VI 1 , 6 1 1 -VI I-eicosa-O- 
methyl-cyclomaltoheptaose, 6 1-desoxy-6 1 -car boxy- 2 1 -VI 1 , 3I-VII, 6II-VII- 
eicosa-O-methyl-cyclomaltoheptaose and the corresponding Me esters have 
been synthesized with good yields starting from mono-hydroxy permethylated 
P-CD prepared via tert-butyldimethylsilyl protection in 6-position and 
p-methoxybenzyl protection at the 2-position. All of these compds . were 
fully characterized by high field 1H and 13C NMR and HPLC/MS. 
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formed in the TEMPO-mediated oxidation of glucose to 



glucaric acid were determined by GC. Next to glucaric acid, gluconic acid, the 
intermediate in the oxidation, the degradation products, oxalic acid, tartronic 
acid, meso- (erythraric) and DL-threaric (tartaric) acid were detected. 
Chiral GC determined the dl-tartaric acid to be non-racemic mixts. of L- and 
D-tartaric acids, with inverse D/L-ratios depending on the oxidation of D- or 
L-glucose. The origin of all degradation products is rationalized. This 
study details a fast screening method to optimize the reaction conditions 
toward minimal degradation 
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(+) -glucose to D-glucaric acid using the TEMPO-like 
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AB The oxidation of 

nitroxide oxidation catalyst, 4-acetamido-2, 2, 6, 6-tetramethyl-l- 
piperidinyloxy ( 4-acetamido-TEMPO) was carried out using several oxidizing 
agents and co-catalyst. The pH and temperature of the reactions were closely 
monitored to decrease degrdns. during the oxidation, and several isolation 
methods were explored. 
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TEMPO-mediated oxidation of maltodextrins 
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ns were oxidized to poly-glucur onic acids with the ternary 



oxidation system: NaOCl-NaBr-2 , 2 , 6 , 6-tetramethylpiperidine-l-oxyl (TEMPO). 
The chemoselective oxidation at the primary ale. groups was shown to be 
strongly pH dependent. Oxidation of polysaccharides was best achieved at pH 
9.5 in order to minimize depolymn., whereas oxidation of oligosaccharides 
required stronger alkaline conditions (pH 11-11.5). The resulting sodium 
polyglucuronates present interesting sequestering properties, the best of 
which being obtained from maltodextrins with the highest ds.p. The same 
oxidation process allowed the convenient conversion of D-glucose to 
D-glucaric acid in high yield (>90%), under strongly basic conditions 
(pH>11.5) . 
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bearing a chiral 
Bourguignon, J.; 




AB Chiral 3-sulf inyl-1 , 4-dihydropyridine derivs . I (X = H, CI, OMe) were 

synthesized by asym. oxidation of the parent 3-pyridyl sulfides with Kagan ' s 
reagent [ (Ti (OiPr ) 4-di-Et tartrate-H20-Me3COOH (1:2:1:1)]. The 
chemoselective oxidation conditions of the sulfur atom were optimized. One 
chiral NADH mimic reagent so obtained was used in the reduction of prochiral 



a, a ' , a ' ' -trif luoroacetophenone . During this reduction a 
side reaction occurred, i.e., desulf enylation of the reagent and the 
byproduct was identified after trapping with Me propiolate; this side 
reaction did not occur in the guinoline series. 
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Conditions for the metalation of 2 , 6-dichlor o- and 2 , 6-dimethoxypyrazine 
are defined and the lithio-derivs . are shown to react with some 
electrophiles . A convenient synthesis of a diazaxanthone from the 
lithio-derivative of the dichloro-compound is described. Couplings between 
phenylacetylene and iodo-derivs . of pyrazine have been carried out. 
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AB The electrochem. behavior of Ph2SnH2 (I) and Ph2SnHCl (II) was studied by 
polarog. and cyclic voltammetry. The effects of acids and bases, and the 
reduction of II and the oxidation of I at controlled potentials, were also 
studied. II was oxidized directly to I . II is highly unstable to acids 
and bases, and decomps . to a dimer in very mildly basic conditions, even 
with ales. There is evidence for the formation from I of the octahedral 
complex [Ph2SnH2 (OH) 2 ] 2-, which is surprisingly stable in basic media. 
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AB Addition reactions of (methylthio ) - and methoxypyr idinyllithium with 

methoxythiophene- and methoxy- and (methylthio ) pyr idinecarboxaldehydes , 
oxidation of the resulting pyridylthiophenyl- and dipyridylmethanols , and 
then intramol. cyclocondensation gave xanthones and thioxanthones I (X 
* XI = CH, N) and II (X = CH, XI = N, X2 = 0, S ; X = N, XI = CH, X2 
= S) in 37-95% yield. The reaction mechanisms are discussed. The IR and 
1H NMR spectra of I and II are reported and discussed. 
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